I. General remarks
THF and diethyl ether were dried and distilled over sodium/benzophenone, dichloromethane and pentane over calcium hydride. All other reagents were used as commercially available, particularly solutions of n-butyllithium were 2.5 M in hexane, HCl 2.0 M in Et 2 O, and ethynylmagnesiumbromide 0.5 M in THF.
All reactions were carried out under an argon atmosphere, using Schlenk and vacuum line techniques.
Column chromatography was carried out on silica gel (60 Å 
II. Synthesis procedures and characterizations of intermediates en route to 1 and 12
• 6-methoxy-3-[3-methoxy-3-phenyl-5-(trimethylsilyl)penta-1,4-diyn-1-yl]-2-methyl-6-phenyl-8-(trimethylsilyl)octa-4,7-diyn-3-ol 6
A solution of 5 (520 mg, 2.15 mmol) in distilled THF (20 mL) was treated at -78 °C with n-butyllithium (0.86 mL, 2.15 mmol). The resulting mixture was stirred for 20 min at -78 °C and for 20 min at r.t., before addition of methyl isobutyrate (0.11 mL, 0.98 mmol) at -78 °C. The reaction mixture was allowed to warm up to r.t. over 22 h under stirring. After treatment with a saturated aqueous solution of NH 4 Cl and extractions with Et 2 O, the combined organic layers were washed with brine, dried over anhydrous MgSO 4 and concentrated under reduced pressure. Purification by silica gel chromatography (pentane/Et 2 O: 95/5, 9/1, then 8/2) afforded the expected tetrayne 6 as a light yellow paste (505 mg, 0.91 mmol, 93 %). • 3,9-dimethoxy-3,9-diphenyl-6-(propan-2-yl)undeca-1,4,7,10-tetrayn-6-ol 3
A solution of 6 (405 mg, 0.73 mmol) in methanol (25 mL) was treated at r.t.
with K 2 CO 3 (680 mg, 4.92 mmol). The resulting mixture was stirred for 3 h at r.t., then distilled water (10 mL) was added and the methanol was removed under reduced pressure. • 1,4,10,13-tetraphenyl-7,16-bis(propan-2-yl)cyclooctadeca -1,2,3,7,8,9,13,14,15-nonaen-5,11,17- 
H NMR
MS ( 
IV. Synthesis procedures and characterizations of 10 and 12
• 10,13-dimethoxy-1,7,10,13-tetraphenyl-4-(propan-2-yl)cyclopentadeca-2,5,8,11,14-pentayne-1,4,7-triol 10 A solution of hexamethyldisilazane (0.66 mL, 3.17 mmol) in THF (10 mL) was treated at -78 °C with n-butyllithium (1.20 mL, 3.00 mmol). • 9,12,15-triphenyl-6-(propan-2-yl) -7,8,10,11,13,14,16-17-octadehydro-5H-[14] annuleno[a]inden-5-one (or 9,12,15-triphenyl-6-(propan-2-yl)-5H-cyclotetradeca-7,13-diyn-5a,9,10,11,15,16,17-heptaen[a]inden-5-one) 12.
• and treated at -78 °C with SnCl 2 (310 mg, 1.63 mmol). The resulting mixture was stirred for 20 min at -78 °C and for 2.5 h at r.t., before filtration through celite® and silica gel and concentration under reduced pressure.
Purification by silica gel chromatography (pentane/DCM: 8/2) afforded 12 as orange crystals (4 mg, 7.3 µmol, 6 % yield from 4 or 11). V. Crystallographic data collection and structure determination for 1 and 12
V.1. Experimental crystallography section
The data were collected at low temperature (120 K for 1 and 193 K for 12) on a Bruker-AXS APEX II QUAZAR diffractometer equipped with a 30W air-cooled microfocus source, using MoKα radiation (λ = 0.71073Å). Phi-and omega-scans were used. The data were integrated with SAINT, and an empirical absorption correction with SADABS was applied. [1] The structures were solved by direct methods (ShelXS-
97
[2] for 1) or using intrinsic phasing method (ShelXT [3] for 12). They were then refined using the leastsquares method on F 2 (ShelXL).
[4] All non-H atoms were refined with anisotropic displacement parameters.
The H atoms were refined isotropically at calculated positions using a riding model. [3] ShelXT, Sheldrick, G. M. Acta Cryst. 2015, A71, 3-8.
[4] ShelXL, Sheldrick, G. M. Acta Cryst. 2015, C71, 3-8.
V.II. Crystallographic data for compounds 1 and 12
Data Figure. Molecular structure of 1 (left) and 12 (right) with thermal ellipsoids drawn at the 50% probability level.
VI. DFT calculation of 12 (crude crystal geometry)
DFT calculations on the crystal geometry of 12 have been performed at the B3PW91/6-31G(d,p) level using 
VII. Calculation of Nucleus Independent Chemical Shifts (NICS) of 1 and 12
For the NICS analyses, all the DFT static calculations have been performed at the GGA level with the Gaussian09 set of programs, 1 using the B3PW91 functional of Becke, Perdew and Wang. 2 The electronic configuration of the molecular systems was described with the 6-31+G(d,p) basis set for H, C, and O (6-31+G** keyword in Gaussian).
3 The geometry optimizations were carried out without symmetry constraint, and the characterization of the stationary points was performed by analytical frequency calculations. 
